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(54) Huorine-containing elastomer composition 

(57) A fluorine-containing elastomer composition 
comprising a fluorine-containing elastomer having a 
jq»ng group asa cross-iinkable^gouD and a bisamidra- 
zone compound represented by the following general 
formula as a vulcanizing agent 



HN NH 
II II 
MHN-C-Rf-C-NHNH, 



wherein 

Rf is one of the following groups: 

(CFgJn, CFX(OCF 2 CFX)mO(CF2)n and 
CFXfOCFgCFXJpCKCFgJnOtCFXCFgOJqCFX 

has considerably improved roll kneadabilrty and proc- 
Csl essabilrty during the vulcanization-molding, and gives 
^ vulcanization products having good heat resistance and 
i— solvent resistance. 
CM 

LO 
1^ 
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Description 

BACKGROUND OF THE INVENTION 

5 1 . FIELD OF THE INVENTION 

The present invention relates to a fluorine-containing elastomer composition, and more particularly to a fluorine- 
containing elastomer composition, which comprises a fluorine-containing elastomer having a cyano group as a cross- 
linkable group and a new type of a vulcaniangjpeoL 
w r 
2. RELATED PRIOR ART 

JP-A-59-1 09546 discloses a fluorine-containing elastomer composition, which comprises a terpolymer of 
tetrafluoroethylene, perfluoro{methyt vinyl ether) andjrafjuoro unsaturated jfrile compojnd represented by the follow- 
75 ing general formula: — ^ ^ 

CF 2 =CFtOCF 2 CF(CF3)]nO(CF2)mCN 

where n: 1 to 2 ; m: 1 to 4, and a bis(aminophenyj) compound represented by the following general formula as a curing 
20 agent 
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wherein A is an alkylidene &oup having 1 to 6 carbon atoms, a perfluoroalkyiidene group having 1 to 10 carbon atoms, 
a SO2 group, an O group, a CO group or a carbon-carbon bond directly linking with two benzene rings ; X and Y each 
are a hydroxy! group or an amino group. 

The present inventors found that a vulcanization product having good heat resistance and solvent resistance was 
35 successfully obtained by using a novel bisamidrazone represented by the following general formula as a vulcanizing 
agent for a fluorine-containing elastomer having a cyano group as a cross-linkable group: — 



40 




45 wherein R is an alkylidene group having 1 to 6 carbon atoms, preferably an isopropylidene group or a perfluoroalkyii- 
dene group having 1 to 10 carbon atoms, preferably a perftuoroisopropylidene group (Japanese' Patent Application 
No.6-282943). 

However, as a result of further study it wa s fouixtthatthe lat^ elastomer com position still had 

a problem of proc^ abjljty. That is, during the preparation of a fluorine-containing elastomer composition comprising a 

so fiuorine-amtaw having a cyanogrougar^.the above-mentioned bisami drazone as essential componen ts, 

there sometimes happen such cases tfiats c^^ vulcanization products having desirectphys- 

ical properties rK>r vulcanization-riTolding products having a smooth surface are obtained, depehdng on the viscosity or 
the cross-linking group structure of fluorine-containing elastomer, kneading temperature, shearing spead or shearing 
force of roll mill or the like. When the viscosity of kneaded mixture is relatively high, a flow failure is sometimes encoun- 

55 tered during the press molding. 

SUMMARY OF THE INVENTION 

An object of the present invention is to provide a fluorine-containing elastomer composition, which comprises a f lu- 



2 
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orine-containing elastomer having a cyano group as a cross-linkable group and a bisamkirazone compound as a new 
type of curing agent and is capable of producing vulcanization products having desired physical properties and being 
freed from the problem of processability. 

According to the present invention, there is provided a fluorine-containing elastomer composition, which comprises 
a fluorine-containing elastomer having a cyano group as a cross-linkable group and a hfeam^nn e compound repre- 
sented by the following general formula as a vulcanizing agent: ^ " 



HN NH 

I) II 
HaNHN-C-Rf-C-NHNH, 



wherein 



Rf is chv? of the Wwmq aiou^s. ^ ' < \ OkTO 



(CF^n, where n: 1 to 10, <r [ fl 0$> 

CFX(OCF 2 CFX)mO(CF2)n, where X: F or CF 3 ; n: 1 to 10, m: 1 to 2 ' ^ Uy ^ v V 
and 

CFX(CX5F 2 CFX)pO(CF2)nO(CFXCF20)qCFX, where X: F or CF 3 ; n: 1 to 10 ; p+q: 8. 

DETAILED DESCRIPTION OF THE INVENTION 

The bisafflg razone c ompound for use in the present invention can be readily prepared by reaction of the corre- 
spondin g din'rtrile compound with hydrazine hydrate [ J. Am Chem. Soc., vol.82, page 4700 (1960)]. 

The thus prepared bisamidrazone compound is used as a vulcanizing agent for the fluorine-containing elastomer 
having a cyano group as a cross-linkable group. A terpolymer comprising about 45 to 75% by mole of tetrafluoroethyl- 
ene, about 50 to about 25% by mole of perf luoro(lower alkyl vinyl ether) or perf tuoroflower altaxy-lower alkyl vinyl ether) 
and about 0.1 to 5% by mole of a perf iuoro unsaturated nitrile compound, the sum total being 100% by mole, is usually 
used as such a fluorine-containing elastomer. 

As a perfluorofjower alkyl vinyl ether), perfluoro(methyl vinyl ether) is usually used. As a peril uoro(lower alkoxy- 
lower alkyl vinyl ether), for example, the following ethers are used: 
CF 2 =CFOCF 2 CF(CF 3 )OC n F 2l>>1 (n: 1 to 5) 
CF 2 =CFO(CF 2 ) 3 OC n F 2m . 1 (n: 1 to 5) 
CF^CFOCFgCFtCF^CKCF^mCnF^! (n: 1 to 5, m: 1 to 3) 
CF^CFCKCF^OCnF^ (n: 1 to 5) 
, where the ethers, particularly whose C n F 2m . 1 group is a CF 3 group, are preferably used. 

^£J^J[^0i^^ r a?«^ Initrileownpound as a cross-linking site monomer, the following compounds are used: 
CF2^CF(^"CF2)^OCF(CF5CN (n: 2 to 5) ' v 

"2^SS©ESEeCF(CF^]nO(CFgs;cN (?ri to 2rrrrrto^n v 
■tJFg^^ ™ - 

C^CF[OS^CF{CF^] n OCF2CF(CF3)CN (n: 1 to 2) 



CF,=CFQ(CF a )n-f VcK 



(n:1to6) 

The terpolymer comprising the foregoing components as essential can be furfter coporymerized with fluorinated 
olefins or various vinyl compounds to such a degree as not to inhibit the copolymerization reaction and impair the phys- 
ical properties of vulcanization products Q.a to not more than about 20% by mole). Fluorinated olefins for use in the 
present invention include, for example, vinylktene fluoride, monofluoroethytene. trifluoroethylene, trifluoropropyiene, 
pentafluoropropylene, hexafluor ©propylene, hexafluoroisobutylene, chlorotrifluoroethylene, dichlorocfifluoroethyiene, 
eta Vinyl compounds for use in the present invention include, for example, ethylene, propylene, 1-butene, isobutylene, 
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methyl vinyl ether, ethyl vinyl ether, butyl vinyl ether, cyclohexyl vinyl ether, vinyl acetate, vinyl propionate, vinyl chloride, 
vinylidene chloride, trifluorostyrene, etc. , 

About 0. 1 to about 5 parts by weight preferably about 0.2 to about 3 parts by weight, of the bisamkJrazone com- 
pound represented by the foregoing general formula is used as a vulcanizing agent per 100 parts by weight of the ter- 
5 polymer. 

The fluorine-containing elastomer composition comprising the foregoing components as essential can further con- 
tain appropriate ingredients, when required, for example, an inorganic JiHex-£uch as carbon black, silica, eta; an acid 
receptor such as divalent metal oxides or hydroxides including lead (II) oxide , zinc oxide, magnesium hydroxide, cal- 
cium hydroxide, etc., hydrotalcrte, etc.; a pigments; a processing aidditive; a plasticizers, etc. The composition can be 

w prepared by kneading through rolls, a kneader, Bambury mixer, etc. The composition is cured by heating at a tempera- 
ture of about 150 to about 220°C for about 5 to about 60 minutes in a compression molding machine, etc. Post curing 
(secondary vulcanization) is earned out at a temperature of about 200 to about 320°C for about 1 0 to about 70 hours. 
To obtain vulcanization products having good physical properties, it is preferable to conduct the secondary vulcaniza- 
tion in an inert gas atmosphere such as a nitrogen gas atmosphere, etc. 

is According to the present invention vulcanization products having not only good heat resistance and solvent resist- 
ance, but also considerably improved roll kneadability and processabilrty during the vulcanization-molding can be 
obtained from a fluorine-containing elastomer having a cyano group as a cross-linkable group. The minimum torque 
shows a low figure at the vulcanization. Thus, the present fluorine-containing elastomer composition is effectively uti- 
lized as a material for vulcanization-molding of O-rings. sheets etc. to be used under severe conditions. 

20 * ' 

PREFERRED EMBODIMENTS OF THE INVENTION 

The present invention will be described in detail below, referring to Examples. 

25 REFERENCE EXAMPLE 1 

14.4g of perfluoroadipic acid dinrtrile was dropwise added to a mixture consisting of 10ml of ethanol and 20ml of 
hydrazine hydrate, while maintaining the temperature of not more than 20°C with stirring. After the dropwise addition, 
stirring was continued for further 2 hours. The resulting precipitates were recovered by filtration, washed with water, and 
so dried in a P 2 0 5 desiccator under reduced pressure, whereby 16.3g of perfluoroadipic acid Wsarradrazone having a 
melting point of 131°C, represented by the following formula, was obtained as a white solid (yield: 90%): 



HN NH 

1 II 
H,NHN-C-(CF,) 4 -C-NHNH, 



40 





Elemental analysis (C 6 H 8 F 8 N6) j 


45 


Found; 


C 23.01%, 


H 2.44%. 


F 47.94%, 


N 26.75% 




Calculated; 


C 22.79%, 


H2.53%, 


F 48.03%, 


N 26.58% 



50 

REFERENCE EXAMPLE 2 

20g of perfluorosuberic acid bisamidrazone having a melting point of 186°C (decomposition), represented by the 
following formula, was obtained as a white solid (yield: 85%) in the same manner as in Reference Example 1. except 
55 that 20g of perfluorosuberic add dinrtrile was used in place of perfluoroadipic acid dinrtrile: 



4 
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HN NH 

H D 

H,NHN-C-(CF,).-C-NHNH, 



10 





Eemerrtal analysis (C 8 H 8 F 12 N6) I 




Found; 


C 23.08%, 


H2.04%. 


F 55.00%, 


N 19.63% 


15 


Calculated; 


023.09%, 


H1.94%. 


F 54.78%, 


N 20.19% 



zo REFERENCE EXAMPLE 3 

1 7g of a corresponding bisamidrazone compound was obtained as a light yellow oily substance (yield: 82%) in the 
same manner as in Reference Example 1, except that 20g of a compound represented by the following formula was 
used in place of perfluoroadipic acid dinrtrile: 
25 NCCFCCFaJIOCFgCFtCFaMnOtCFaJaOtCFfCFaJCFgOJmCFCCFaJCN 
(n + m = 5) 



30 



Elemental analysis (C^HgOyF^Ng) 


Found ; 
Calculated; 


C 22.24%, 
C 21.68%, 


HO.82%, 
HO.60%. 


F 62.53% 
F 62.72% 



EXAMPLES 1 TO 4 

To 100 parts by weight of terpolymer of tetrafluoroethylene-perfluoro(methyl vinyl ether)-perfluoro(3,7-dioxa-8- 
40 cyano-1 -nonene) in a molar ratio of 63.5 : 34.9 : 1 .6 [Copolymer A; x\ sp/c: 0.59 dl/g, measured at 35°C after dissolution 
of 0.1 g of Copolymer A in 100ml of a solvent mixture of perfluoro(2-butyttetrahydrofuran) / pert luoro(2^,3-trichlorobu- 
tane) / ethylene glycol dimethyl ether in a volume ratio 40 : 60 : 3] were added one of the following bisamidrazone com- 
pounds and carbon black in the following proportions: 



50 



Bisamidrazone compound of Reference Example 1 
Bisamidrazone compound of Reference Example 1 
Bisamidrazone compound of Reference Example 2 
Bisamidrazone compound of Reference Example 3 
MT carbon black: 



0.4 parts by weight (Example 1) 
0.6 parts by weight (Example 2) 
0.6 parts by weight (Example 3) 
2.0 parts by weight (Example 4) 
20 parts by weight (Examples 1 to 4) 



55 

The mixtures were each Kneaded through a two-roll mill at a temperature of 40 to 45°C, and the resulting kneaded 
mixtures were then subjected to press vulcanization (primary vulcanization) at 180°C for 30 minutes and then to oven 
vulcanization (secondary vulcanization) in a nitrogen gas atmosphere under the following conditions: 
Heating at 90°C fa 4 hours, 
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Heating tenperature elevation from 90°C to 204°C over 6 hours, 
Heating at 204°C for 18 hours, 

Heating tenperature elevation from 204°C to 288°C over 6 hours 
and 

Heating at 288°C for 18 hours. 
EXAMPLES 5 TO 7 

In Example 1 , 3 and 4, a terpofymer of tetrafluoroethylene-perf tuoro(methyl vinyl ether)-perfluoro(3-Qxa-8-cyarx>-1 * 
octene) in a molar ratio of 68.8 : 30.0 : 1-2 (Copolymer B) was used in place of Copolymer A. 

COMPARATIVE EXAMPLE 1 

In Example 1 using Copolymer A, 0.7 parts by weight of bisamidrazone of 2,2-bis(4-carbcxypheny0hexaf luoropro- 
pane represented by the following formula was used in place of perf luoroadjpic acid bisamidrazone obtained in Refer- 
ence Example 1: 




CF, 



COMPARATIVE EXAMPLE 2 

In Example 5 using Copolymer B, 0.5 parts by weight of bisamidrazone of 2,24>is(4-carbQxyphenyl)hexaf tuoropro- 
pane was used in place of perfluoroadipic acid bisamidrazone obtained in Reference Example 1. 

In the foregoing Examples 1 to 7 and Comparative Examples 1 and 2, measurements and evaluation were made 
for the following items: 



Cure rate: A minimum torque and a torque 25 minutes thereafter were measured by JSR 

(Japan Synthetic Rubber Co., Ltd.) curelastometer at 180°C 
Row behavior of gum stock at press molding of P-24 O-ring was evaluated 
Tensile properties were measured according to DIN 53504 and 53505 
Tensile properties were measured according to DIN 53504 and 53505 after aging 
at300°Cfor70 hrs. 

Compression set was measured at 275°C or 300°C for 70 hrs. according to ASTM 
Method-B using P-24 O-ring 

Hexamethylenediamine resistance: Vblumic swelling was measured after immersion in hexamethylenediamine at 

140°Cfor70 hrs. 

Vblumic swelling was measured after immersion in water at 200°C for 70 hrs. 
under pressure 



Flow at molding: 
Post cured properties: 
Heat resistance: 

Compression set: 



Water resistance: 



Results are shown in the following Table. 
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TABLE 
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15 



20 



25 



30 



35 



40 



Measurement, 
evaluation 


Example 


Comp. Ex. 




1 


2 


3 


4 


5 


6 


7 


1 


2 


[Cure rate] 


Minimun torque (kg • cm) 


6.9 


7.6 


5.7 


5.4 


5.9 


5.2 


6.0 


8.2 


10.5 


After 25 min. (kg -cm) 


11.0 


14.0 


10.5 


8.5 


11.5 


10.6 


10.8 


13.7 


14.1 


[Row at molding] 


Poor flow 








-None- 








Occurred 




< — 








— > 




[Post cured properties] 


Hardness (Shore-A) 


67 


69 




69 


73 




74 


68 


75 


100% modulus * (MPa) 


4.5 


7.2 




4.5 


7.4 




7.4 


5.4 


9.3 


Strength ** (MPa) 


18.9 


19.8 




21.3 


22.7 




24.6 


20.6 


21.6 


Elongation *** (%) 


190 


150 




210 


170 




180 


200 


160 


[Heat resistance] 


Hardness (Shore-A) 


66 


67 




65 


71 




70 


66 


74 


100% modulus * (MPa) 


3.2 


4.8 




2.9 


5.5 




5.2 


3.8 


8.0 


Strength " (MPa) 


16.1 


18.2 




17.5 


22.0 




22.3 


19.4 


21.4 


Elongation *** (%) 


240 


190 




270 


200 




180 


230 


190 


[Compression set] 


275°C(%) 


38 


19 


34 


41 


30 


29 


30 


29 


28 


300°C(%) 


40 


21 


38 


49 


36 


32 


34 


32 


35 


[Diamine resistance] 


Vol. swelling (%) 


34.0 


38.0 


36.5 


44.0 


30.2 


30.1 


44.0 


42.6 


22.8 


[Water resistance] 


Vol. swelling (%) 


3.2 


0.8 


3.1 


3.2 


4.6 


4.2 


3.2 


1.2 


3.6 



* Tensile modulus at 1 00% strain 
"Tensile strength 
Elongation at break 



Claims 

1. A fluorine-containing elastomer composition, which comprises a fluorine-containing elastomer having a cyano 
group as a cross-linkable group and a bisamidrazone compound represented by the following general formula as a 
so vulcanizing agent: 



HN 



55 



NH 
II 



H t NHN-C-Rf-C-NHNH t 
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wherein 

Rf is one of the following groups: 
(CF^n, where n: 1 to 10. 

CFX(OCF 2 CFX)mO(CF2)n, where X: F or CF 3 ; n: 1 to 10. m: 1 to 2 
and 

CFX(OCF 2 CFX)pO(CF2)nO(CFXCF20)qCFX. where X: F or CF 3 ; n: 1 to 10 ; p*q: 8. 

2. A fluorine-containing elastomer composition according to Claim 1 . wherein the fluorine-containing elastomer hav- 
ing a cyano group as a cross-linkable group is a terpotymer comprising about 45 to about 75% by mole of tetrafluor- 
oethytene, about 50 to about 25% by mole of perf tuoro(lower aikyl vinyl ether) or peff tuoro(lower aikoxy-lower alkyf 
vinyl ether) and about 0. 1 to 5% by mole of a perf luoro unsaturated nmile compound, the sum total being 1 00% by 
mole. 

3. A fluorine-containing elastomer composition according to Claim 1 , wherein the bisamidrazone compound is 



HN NH 

B II 
MHN-C-CCF.h-C-NHNH, 



4. A fluorine-containing elastomer composition according to Claim 1 . wherein the bisamidrazone compound is 



HN NH 

II II 
H.NHN-C-tCFj.-C-NHNH, 



5. A fluorine-containing elastomer composition according to Claim 1 , wherein the bisamidrazone compound is 

NCCF(CF 3 )[CX)F2CF(CF3)]nO(CF2)30[CF(CF3)CF20]mCF(CF 3 )CN 
where n + m = 5. 

6. A fluorine-containing elastomer composition according to Claim 1 . wherein about 0. 1 to about 5 parts by weight of 
the bisamidrazone compound is used per 1 00 parts by weight of the fluorine-containing elastomer. 

7. A fluorine-containing elastomer composition according to Claim 1 , wherein about 0.2 to about 3 parts by weight of 
the bisamidrazone compound is used per 1 00 parts by weight of the fluorine-containing elastomer. 
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